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(57) The present invention provides a prepreg 
excellent in self adhesiveness to a honeycomb core, tow 
in porosity when used as skin panels, excellent in sur- 
face smoothness (low in surface porosity) when used as 
skin panels, and good in tackiness and drapability. and 
also provides a honeycomb sandwich panel high in sWn 
panel peel strength and excellent in impact resistance 
and hot water resistance, and a resin composition for a 
fiber reinforced composite material to altow the abov& 
The present invention has the following constitution. 

A resin composition for a f ber reinforced composite 
material comprising the components [A], [B] and IC] are 
essential wherein the modulus of storage rigidity Q* 
measured by parallel plates having vbration frequency 
of 0.5 Hz during elevation of temperature from SO^'C at 
1 .S'^C/min is in a range of 5 to 200 Pa in an entire range 
of 70*»Gto100*C. 

A resin composition for a f ber reinforced composite 
material comprising the conponents [A] . [B] and [G] are 
essential, wher in the minimum modulus of storage 
rigidity G'min and the maximum modulus of storage 
rigidity G'max at 70**G to 100**C measured by parallel 
plates having vibration frequency of 0.5 Hz during ele- 
vation of temperature from SO^'G at I.S'^G/min. satisfy 


the foltewing relation: 

log 10 (G'max/G'min) ^ 0.9 

A resin composition for a fiber reinforced composite 
material comprising the components [A], [B] and [C] are 
essential, wherein the thixotropy index is in a range of 
2.5 to 40, the resin viscosity at SO^G measured by par- 
allel plates having vibration frequency of 0.5 Hz during 
elevation of temperature from 50^G at 1 .S^'G/mln is in a 
range of 100 to 1000 poises, and the minimum value of 
resin viscosity during heating is 30 to 400 poises. 

A resin composition for a fiber reinforced composite 
material comprising the components [A], [B] and [G] are 
essential, wherein solid rubber and fine silica particles 
are contained as component [C] by 1 to 10 wt%. respec- 
tively, based on the total weight of the resin composi- 
tion. 

The fiber reinforced composite material using the 
prepreg of the present invention can be used wkiely for 
airplanes, automobiles and other industrial applications, 
particulariy as structural materials of airplanes, 
because of its excellent mechanical properties. 
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Descripti n 


Technical RekJ 

The present invention relates to an epaxy resin composition sultalsle as a matrix re Jn composiCon of a ftoer rein- 
farced oomoosite material, and also to a prepreg. In more detail. K relates to a prepreg which has good sett adhesive- 
nes^ olS^ and ghres a consTuction of a honeycomb structure, stdn panels of which are of lo«« porosity 
SSalsoreZ^Strixre^noo^^^^^ 

fn teZS change of tacldness. and gives a construction with sWn panels having less prts and dente on *e surfaces. 
LnlXSlat^ to its matrix resin composition. Moreover, it relates to a honeycomb stmcture oltoned from the fore- 
going. 

Background Art 

Fiber reinforced composite materials consisting of reinforcing fibers and a matrix resin are widely used for air- 
planes, automobiles and other Industrial applications, since they are excellent in mechanical P^Pf ^^^^ J^^^^^ 
as the iber reinforced composite materials may become more widely adopted, they are required to have more excellen 
properties to meet more severe requirements. To let the fiber reinforced, composite materials manifest the^^ "^^^J^^ 
properties and durability sufficiently, it is important to decrease the defects resulting in the decline of stren^. Espe- 
cianv for structural materials of airplanes, in view of weight reduction, it is more frequently practiced to use a fiber rein- 
forced composite material as sWn panels to be incorporated into a honeycomb sandwich panel. Honeycomb cores are 
made of aiamid or aluminum. In particular, it is general practice to produce a honeycomb sandwich panel by laminatng 
prepreg layere on both sides of a honeycornb core, and coK^ring to cure the prepreg layers and to bond the prepreg 
layers and the honeycomb core simultaneously. . . . ^ i 

In this case the bonding strength between the honeycomb core and the prepreg layers laminated as skin panels « 
important Conventionally it is popular practice to use a structural adhesive film between the honeycomb core and each 
of the prepreg layers, for co^uring. However, to further reduce the weight of the honeycomb sandwich panel and to 
reduce the cost of f&bricating, it is desired to self-bond the honeycomb core and the prepreg layers v«thout using any 

adhesive film. ^ , ^ • » 

However, if they are bonded without using any adhesive film, the resin existing in the prepreg layers must migrate 
into the honeycomb core to sufficiently wet the honeycomb walls, instead of the resin In the adhesive films, and it has 
been a very difficult problem to achieve a high bonding strength. The cured portions of the resin sinking or rising along 
the honeycomb walls in the thickness direction of the honeycomb core from the laminated prepreg layers are called fil- 
lets, and it is difficult to form the fillets sufffidently between the honeycomb core and the sWn panels. If the viscosity of 
the resin is too low. the resin of the top sWn panel tends to flow down too much along the honeycomb walls, and as a 
resuH, the bonding strength between the top sWn pane! and the honeycomb core becomes insufficient On the other 
hand, if the resin viscosity is too high, the resin cannot sufficiently wet the honeycomb walls, and espedally the bonding 
strength between the bottom skin panel and the honeycomb core is liable to be insufficient. 

On the other hand, since the resin existing in the prepreg layers must be distributed toward the honeycomb core 
walls, the absolute amount of the resin in the laminated prepreg layers becomes insufficient, and. disadvantageously, 
pores are likely to be formed in the sWn panels. In the case of honeycomb structure, since the pressure for fabrteating 
it does not act on the prepreg layers at the portions above and below the hexagonal voids of the honeycomb core, pores 
are more likely to be formed as compared with a case of fabricating an ordinary prepreg laminate. 

Furthennore, conventionally it is popular practice to stick a structural adhesive film on the surface of each prepreg 
layer to be laminated, and to cure it together with the prepreg layer for decreasing such defects as pits, dents and resin 
blurs on the surface of the sWn panel. However, to further reduce the weight of the honeycomb sandwich panel and to 
reduce the material cost and fabricating cost, it is desirable to moW a sWn panel with a snrwoth and defeclless surface 
without sticking the adhesive film to the surface. However, rt no adhesive f flm is used, the amount of the resin remairiing 
at the surface of the skin panel is relatively less since there is no resin corresponding to the resin of the adhesive film, 
and it has been a difficult problem to achieve a high grade surface condttioa 

Prior art concerning prepregs and matrix resins with carbon f bars as reinforcing fibers intended to be used for hon- 
eycon* fabricating include the following. 

USP 4500660 discloses an epoxy resin composition prepared by adding dicyandiantideto a specific epoxy resin, 
a reaction product of butadiene acrylonitrile copolymer with functional groups at both the ends and an epoxy resin. The 
object of the invention \s to inprove the self adhesiveness between the prepreg layers and the honeycomb and the inter- 
l^er shear strength of the skin panels. 

JP-A-58-82755 states that if a conposition consisting of an epoxy resin and a reaction product of a liquid butadiene 
acrylonitrile copolymer and an epoxy resin. wHh dicyandiamkle and diaminodiphenylsulfone used together as curing 
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agents is used, the self adhesiveness between the prepreg layers and the honeycomb core is excellent, and that espe- 
cially the bonding strength at high temperature is high, while the honeycomb sandwich panel does not have any defects 
on the surfaces. 

USP 5557831 states that the use of a highly thlxotropic resin as a woven iabnc prepreg to be co-cured into a hon- 
eycomb effectively lowers the porosity In the skin panel. 

On the other harxJ. what often come into question in the use of a prepreg are the tackiness and drapability of the 
prepreg. These properties greatly affect the working convenience in handling the prepreg. 

If the tackiness of a prepreg is too small, the overlapped and pressed prepreg is soon peeled, to render inconven- 
ient the laminating operation. In this case, the working environment temperature must be raised to obtain moderate 
tackiness. On the contrary, if the tackiness of the prepreg is too large, the prepreg overlapped in error adheres due to 
its own weight, and later peeling for correction becomes difficult. 

If the drapability of the prepreg is poor, the lamination work efficiency remarkably declines since the prepreg is 
hard, and in addition, the laminated prepreg does not accurately suit the curved surface of a mold or the form of a man- 
drel, and is thus aeased or its reinforcing fibers broken, generating defects in the fabricated product Also in this case, 
the working environment temperature nrujst be kept high, and since it is difficult to keep balance with the tackiness, this 
is a very great problem in fabrication. 

The tackiness and drapability of a prepreg are mainly dominated by the viscoelastidty of the matrix resin. In gen- 
eral, the viscoelasticity of an epoxy resin greatly depends on the temperature, and if the working environment temper- 
ature changes, tackiness and drapability change, preventing application as the case may be. 

Furthermore, even if a relatively large amount of a resin exists at the surface to provide moderate tackiness imme- 
diately after production of a prepreg, the resin sinks inside with the lapse of time, in a temporal tendency to gradually, 
decrease the tackiness. If the resin viscosity is relatively high, the temporal change of tackiness tends to be small, but 
on the other hand, drapability is likely to be low. That is. if conventional resins are used, there is a problem that either 
tackiness or drapability becomes poor. 

For Inproving the tackiness, etc. of a prepreg, it is known to add a high polymer such as a thermoplastic resin or 
elastomer to an epoxy resin. For example. USP 4859533 discloses a method of adding polyvinyl formal resin. However, 
if a high polymer is added in a large amount the resin viscosity rises, to tower drapability. Because Of this restriction, 
especially for a prepreg using carbon fibers witii a high elastic modulus, it has been difficult to f M a resin satisfactory 
botii in tackiness and drapability. 

USP 5030698 discloses an epoxy resin composition which is composed of a segmented copolymer consisting of a 
liquid copolymer and a copolyester, copolyamide, etc. based on an epoxy resin, butadiene and acrylonitrile, to be used 
as a structural hot melt adhesive, matrix resin or surface paint. As in the above case, the problem of improving tackiness 
without sacrificing drapability and impregnability is not discussed at all. and no means for solving it is suggested. In 
addition, if such a liquid copolymer based on butadiene and acrylonitrile is added, the heat resistance and elastic mod- 
ulus of the cured resin conrposition decline, and the fiber reinforced composite material obtained by curing a prepreg 
with such a resin composition as the matrix resin does not have properties such as heat resistance and 0" compressive 
strength whtoh are suff icientiy good. 

International Application WO 96/02592 states that a prepreg in which an epoxy resin composition containing a 
polyamide based or polyester based thermoplastic elastomer is used as the matrix resin Is excellent both in drapability 
and tackiness. However, the improvement of ttie surface smoothness of a honeycomb sandwfeh panel is not discussed 
at all. and no means for solving tiie problem of providing it is suggested. 

Objects of the Invention 

The techniques disclosed in these prior arts do not give sufficient self adhesiveness between the sWn panels and 
the honeycomb cae. or are not intended to decrease the porosity of tiie sWn panels, there being no statement of any 
effect concerning them. Furthermore, the surface smootiiness obtained when cured prepreg layers are laminated as 
the surfaces of sWn panels of a honeycomb sandwich panel witiiout sticking adhesive films on the surfaces of ttie skin 
panels is not sufficient when using the techniques disclosed in the above prior arts, and moreover, any technique which 
inproves the surface smoothness of panels and the tackiness and drapabilrty of a prepreg and decreases the temporal 
change of tackiness is not found at all. That is. it has been a very difficult problem to design a prepreg and its matrix 
resin, which satisfy all of high self adhesiveness between the skin panels and tiie honeycomb, low porosity in the skin 
panels, better surface smoothness of the sWn panels of the honeycomb sandwich panel, and the tackiness and drapa- 
bility of the prepreg. The object of the present invention is to provide a prepreg excellent In seH adhesiveness to the hon- 
eycomb, lower in the porosity of the sWn panels, less in the surface defects of the honeycomb sandvwch skin panel, and 
excellent in tiie tackiness and drapability of the prepreg, and also t provide its matrix resin composrtion. and a honey- 
comb structure obtained by fabricating it. The prepreg of ttie present invention is also advantageously easy to handle 
since it has good drapability. and furthermore, since its fabricated product can be used as an excellent structural mate- 
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rial since it is high in heat resistance, toughness and impact resistance. 

Disclosure d the Invention 

To solve the at)ove problem, the resin composition of the present invention has the following constitution. 

A resin oomposrtion for a fiber reinforced composite material of which the components [A], [B] and IC] are essential . 
wherein the modulus of storage rigidity measured by parallel plates having vibration frequency of 0.5 Yiz dunng ele- 
vating temperature from 50«C at 1.S»C/min is In a range of 5 to 200 Pa in an entire range of 70-C to lOO^C: 


10 [A] Epoxy resin 

[B] Curing agent 

[C] Additives 


IS 


As a second version, the resin composition of the present invention has the following constitution. 

A resin composition for a fiber reinforced composite material of which the components [A], [B]and [Q are e^ental 
wherein the minimum modulus of staage rigidity G'min and the maximum modulus of storage rigidity amax at 70*C to 
100«C measured by parallel plates having vibration frequency of 0.5 Hz during elevatton of temperature from 50*C at 
1 .5''C/min. satisfy the following relatfon: 


20 [A] Epoxy resin 

[B] Curing agent 

[C] Additives 

log 10 (Q*max/G'min) ^ 0.9 

25 , , 

As a third version, the resin composition of the present invention has the following constitution. 

A resin composKion for af Iber reinforced composite material of which the components [A], [B] and [C] are essential, 
wherein the thixotropy index is in a range of 2.5 to 40. the resin viscosity at 80*C measured by parallel plates having 
vibratfon frequency of 0.5 Hz during elevatfon of temperature from 50«C at 1.5°C/mln Is In a range of 100 to 1000 
30 poises, and 30 to 400 poises in the minimum value of resin viscosity during heating: 


[A] Epoxy resin 

[B] Curing agent 

[C] Additives 

35 

As a fourth version, the resin composition of the present invention has the following constitution. 

A resin composition for a fiber reinforced composite material of which the components [A]. [Bland [q as essential 
ingredients, wherein solid rubber and fine silica particles are contained as component [C] in an amount of 1 to 1 0 wt%. 
respectively, based on the total weight of the resin composition: 

40 

[A] Epoxy resin 

[B] Curing agent 
[CI Additives 


45 The Most Preferred Embodiments of the Invention 


The tackiness and drapability of a prepreg and the f lowabifity of a resin during the curing operation has a correlation 
with the viscoelasticity of its matrix resin, and the parameter concerning viscoelasticity is important for resin design. The 
viscoelasticlty of a resin is usually measured by dynamic viscoelasticity measurement using parallel plates. The 

so dynamic viscoelasticity depends on the measuring temperature and measuring frequency. The inventors found that if 
the modulus of storage rigidity Q' measured at a vibration frequency of 0.5 Hz is in said specific range, the prepreg has 
excellent tackiness, small temporal change of tackiness and a suitable drapability, and if this prepreg is used as sWn 
panel of a honeycomb structure, the surface smoothness after curing is excellent Thus, the present invention has been 
completed. If the modulus of storage rigidity G' is too high, the impregnation with the resin for preparation of a prepreg 

55 is difficult, and tiie drapability of ttie prepared prepreg declines remariobly If G' is too low. on ttie contrary, the prepreg 
is likely to have insufficient tackiness and to greatly change in tackiness with the lapse of time, and furthermore, the sur- 
face smoottiness of ttie sWn panels of ttie honeycomb sandwich declines remarkably. Furtfiermore, when a unidirec- 
tional prepreg is used, fomi retainaWlity may decline. For these reasons, the modulus of storage rigWity Q' of the resin 
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coTTposition i the present invention must be In a range of 5 to 200 Pa. preferably m a range of 10 to 1 00 Pa in an ert^e 
n3of 70*C to 1 00-C. Furthermore, the modulus of storage rigidity G' is preferably in a range of 5 to 200 Pa m a tern- 
oeraLe range of 70-C to 110«C. If the dependency of the viscoelasticity function of the epoxy resin composition on 
^eZrl^^^^^ sman. the handling convenience is less affected by the change in the temperature ofje wal^^^^^^ 
rodent where the prepreg is handled, and it is effective in keeping the temporal change of tactane^mall Jieri ttie 
or^reg i^aSied to SiS It is also preferable to lessen the surface defects of the sWn panel. Therefbre. wjh rega^ 
foTe^e^ra^^^ of G'. the maximum modulus of storage rigidrty G'max and the minimum modulus of 

lto?aal3S G^^^^ satisfy log 10 (GWamin) ^ 0.9 . preferably log 10 (GW^min) ^ 0.7 . more prefera- 

S'c^^s smSSs oier a wider temperature range, higher effect can be acWeveA arj me Ju^^^^^^^ 
which the above characteristic is maintained is preferably 70-Ct^ 

erable to satisfy both the conditions that the G' in the above temperature range is in a range of 5 to 200 Pa at least in 
anentirerangeof 70<»Cto100-C.andthattheGconformsto log 10 (G'max/G'min) ^ 0.9. 

Ithasbeenalsofoundthatifthethixotropyindexisinarangeof2.5to40.ifther^^^^ 
by parallel plates having vibration frequency of 0.5 Hz during elevation of temperature from 50^C J ^^^^ 
range of 100 to 1000 poises, and if the minimum value of resin viscosity during heating is in a range of 30 to 400 pois^. 

effectively lowered. The thixotropy index in this case is defined as ratio tio.oi/ni .o where rio.oi ts the ^'^wsrty m^^^ 
by parallel plates of 0.01 Hz in vibration frequency at 70-C and t, ^ .o is the viscosity measured by pa allel places of 1 Hz 
Svtoration'frequency. By selecting the component [C]. a resin competition of 2.5 to 40 P^^^ 
obtained If the thixotropy index is less than 2.5 or more than 40. when the matnx resin ts used as a prepreg. the fillet 
formability in the honeycomb core and self adhesiveness decline. More preferably, the thixotropy index is m a range of 
5 to 30. H a resin composition of less than 100 poises in viscosity at 80-C or less than 30 poises in »^inimum vis^srty 
is used the tackiness of the prepreg tends to decline with the lapse of time, and the porosity of the fabricated product 
tends to increase. On the other hand, if a resin composition of more than 1000 poises in viscosity at 80«C or more than 
400 poises in minimum viscosity Is used, the fillet fomiability in the honeycomb core and seK adhesiven^ tend to 
decline. More preferable is a resin composition having a viscosity at 80«C kept In a range of 100 to 500 poises and a 
minimum value of resin viscosity during heating kept In a range of 50 to 250 poises. 

The modulus of storage rigidity and the viscosity of the resin composition can be optimized in said ranges, for 
exanple by properly selecting the kind, viscosity, molecular weight, number of functional groups and mixing ratio of the 
resin, and the kinds, molecular weights, degrees of branching, amounts, etc. of the additives used (e.g.. an elastomen 
a thermoplastic resin soluble In the epoxy resin, or inorganic and organic particles). If these molecular weights and 
amounts are larger, the modulus of storage rigidity and viscosity tend to be larger. Especially various elastomers and 
fine particles are effective for optimizing the modulus of storage rigidity and viscosity. 
35 The respective components of the present invention are described below. 

In the present invention, the conponent [A] is an epoxy resin. As the epoxy resin, especially an epoxy resin with an 
amine, a phenol or a compound with a cartwn-carbon double bond as a precursor is preferable. The epoxy resin with 
an amine as a precursor can be any of various isomers such as tetraglyckJyl diaminodiphenyimetiiane. triglycidyl-p-anry- 
nophenol and triglyddyl aminoaesol. Since tetraglycldyl diaminodiphenylmethane is excellent in heat resistance, it is 
40 preferable as a resin for a composite material used as structural materials of airplanes. 

The epoxy resin with a phenol as a precursa can be any of bisphenol A type epoxy resin, bisphenol F type epoxy 
resin, bisphenol S type epoxy resin, phenol novolak type epoxy resin, cresol novolak type epoxy resin and resorcinol 
type epoxy resin. In the case of liquid bisphenol A type epoxy resin or bisphenol F type epoxy resin, since either is low 
In viscosity. It Is preferable to add anottier epoxy resin or additive. 
45 The epoxy resin with a naphthalene skeleton Is preferable since a setting resin low in water absorption and high in 
heat resistance can be provided. Furthermore, biphenyl type epoxy resin, dicyclopentadiene type epoxy resin and 
diphenytf luorene type epoxy resin can also be suitably used since they give setting resins low in water absorption. 

These epoxy resins can be used singly or in any proper combination. To use at least a bifunclional epoxy resin and 
a trifunctional or higher functional epoxy resin together Is preferable since resin f towabillty and heat resistance after cur- 
so ing can be satisfied. Especially a combination of glyddylamine type epoxy resin and glycidyl etiier type epoxy resin is 
preferable since all of heat resistance, v^ter resistance and processabllity can be satisfied. Furthermore, using at least 
one epoxy resin liquid at room temperature and one epoxy resin solid at room temperature together is preferable since 
the tackiness and drapability of the prepreg can be appropriate. 

The following combination of epoxy resins is especially preferable. The respective amounts of the following epoxy 
55 resins should be selected from the following ranges: 

Bisphenol type epoxy resin 30 - 80% 

Novolak type epoxy resin 0 - 35% 
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Tetraglycidyt diaminodiphenytmethane 10 - 45% 

The component [B] is a curing agent. As the curing agent, a compound with an active group capable of reacting 
with an epoxy group can be used. Preferably compounds having an amino group, add anhydride group or azido group 

5 are suitable. They include, for example, various isomers of dicyandlamide, diaminodiphenylmethane and diaminodiphe- 
nylsuHone. aminobenzoates, various acid anhydrides, phenol ncvdak resins, aesd novolak resins, polyphenol com- 
pounds, imidazole derivatives, aliphatic amines, tetramethylguanidine, thiourea-amine adducts, carboxyfic anhydrides 
such as methylhexahydrophthalic anhydride, cartwxylic add hydrazldes. carboxylic acid amides, polymercaptan and 
Lewis acid complexes such as a boron trif luoride ethylamine complex If an aromatic diamine is used as a curing agent. 

10 a cured epoxy resin product good in heat resistance can be obtained. Espedally various isomers of diaminodiphenyl- 
sulfbne are most suitable for obtaining cured products good in heat resistance. It is preferable to add these in an amount 
suff ident to reach an equivalent stoichiometrically. and as the case may be. using such an isomer in an amount of about 
0.7 to 0.8 in equivalent ratio is preferable since a resin with a high elastic modulus can be obtained. One or more in com- 
bination of these curing agents can be used. If a combination of dicyandlamide and a urea compound such as 3.4- 

15 dichlorophenyI-1 .1-dimethylurea, or an imidazole is used as a curing agent, high hot water resistance can be obtained 
preferably even though curing can be achieved at a relatively low temperature. Curing by an acid anhydride is preferable 
since a cured product lower in water absorption can be obtained as compared with curing by an amine compound. 
Moreover, if any of these curing agents is microencapsulated, for example, the storage stability of the prepreg can be 
improved, and espedally tackiness and drapability are unlikely to change even if the prepreg is allowed to stand at room 

20 t mperature. 

Furthermore, a preliminary reaction product of total or partial amounts of the epoxy resin and the curing agent can 
also be added to the composition. This method may be effective for viscosity a<fiuslment and storage stability improve- 
ment. 

The components [Q are additives and play a role in changing the visooelastidty of the resin composition for opti- 
cs mizing the modulus of storage rigidity, viscosity and thixotropy They can be preferably one or more selected from solid 
rubbers, liquid rubbers, thermoplastic resin elastomers, thermoplastic resins, organic and inorganic partides and short 
fibers, etc. 

In general, if a solid rubber Is dissolved in an epoxy resin, the viscosity rises greatly, as compared with a case of 
dissolving the same amount of a Irciuid rubber, and while the resin composition can be kept at a moderate viscosity dur- 

30 Ing fabricating, the heat resistance of the fabricated product can be preferably kept relatively high. In this case, since 
the dependency of the viscoelasticity function of the resin composition on temperature is decreased, the handling con- 
venience is less likely to be lowered even if the temperature of the working environment where the prepreg is handled 
changes, and even if the prepreg is allowed to stand, the tackiness changes less with the lapse of time, while the skin 
panel as the cured product is improved in surface smoothness. As the solid rubber, acrylonitrile-butadiene copolymer 

35 as a random copolymer of butadiene and acrylonitrile is preferable in view of compatibility with the epoxy resin. By 
changing the copolymerization ratto of aaytonitrile. the compatibility with the epoxy resin can be controlled. Further- 
more, to improve the adhesiveness to the epoxy resin, a solid rubber with functional groups is more preferable. The 
functional groups indude cartx)xyl groups, amino groups, etc. Espedally solid acrylonitrile-butadiene rubber containing 
cartx>xyl groups is preferable. Hydrogenated nitrile rubber is also preferable since it is excellent in weather resistance. 

40 Marketed products of these solid rubbers indude NIPOL1072, N1POL1072J. N1POL1472. NIPOL1472HV. NIPOL1042. 
NIPOL1043. NIPOL DN631. NIPOL1001, ZETPOL2020, SETPOL2220. SETPOL3110 (respectively produced by Nip- 
pon Zeon Co.. Ltd.). 

It is preferable that the component [C] has functional groups because they react with epoxy groups while it is mixed 
with an epoxy resin, the molecular weight is raised to some extent, and a branched structure is formed. Accordingly, 

45 when the prepreg is allowed to stand, the temporal change of tackiness can be inhibited, and the cured skin panel is 
enhanced In surface smoothness. H such a preliminary reaction is positively adopted, excellent surface smoothness 
can be obtained, and the temporal change in the tackiness of the prepreg can be effectively Inhibited. Thus, the required 
amount of the component [Q added can be smaller, as compared with a case of using no preliminary reaction. For 
example, the surface smoothness which can be achieved by adding 7 wt% of the component [C] without any preliminary 

so reaction can be achieved by about 3 wt% of the component [q if the component [C] and the epoxy resin are caused to 
preliminarily react by heating. The preliminary reaction is usually executed by mixing under heating, and mixing at 70«C 
to 120'*C for more than 30 minutes is preferably effective for improving the surface smoothness and inhibiting the tem- 
poral change of tackiness. Mixing at 70 to lOO^C for more than 1 hour is more preferable. However, if the preliminary 
reaction is executed to too great an extent, the resin viscosity may become so high as to inconvenience the process 

55 necessary for prepreg production such as film formation or impregnation into fibers. Therefore, the preliminary reaction 
is preferably executed by mixing in a temperature range of 70 to 85°C for 1 to 3 hours. When the component [C] is 
caused to preliminarily react with the epoxy resin, it is preferable to let it read wrth an epoxy resin smaller in the number 
of functional groups, and then wrth an epoxy resin larger in the number of function groups, for example, a tetrafunctional 
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epoxy resin, since the thickening degree is easier to control. F r the same reason, the epoxy resin with functional 
groups ooH'espondlng to a tetrafunctlonal or higher functional epoxy resin preferably accounts for 60% or less in the 
entire epoxy composition. 

As an ingredient of the component [C], inorganic particles can also be preferably used, which can be selected from 

5 talc, aluminum silicate, fine silica particles, calcium carbonate, mica, montmorillonite, smectites, carbon black, silicon 
carbide, alumina hydrate, etc. These inorganic particles are highly effectiv for rheology control, i.e., thickening and thix- 
otropy manifestation. Among them, fine silica particles are known to be large in the effect of thixotropy manifestatton 
when added to a resin composition, and in addition, are preferably effective for deaeasing the dependency of the vts- 
coelasticity function of the resin composition on temperature, for lowering to a lesser extent the handling convenience 

10 even if the temperature of prepreg handling environment changes, for lessening the temporal change of tackiness when 
the prepreg is allowed to stand, for improving the surface smoothness of the cured skin panel, and for improving the sejf 
adhesiveness to the honeycomb core. As fine silica particles with silicon dioxide as the basic skeleton, for example, par- 
ticles having average primary particle size of 5 to 40 nm are marketed under a trade name of Aerosil (Nippon Aerosil 
K.K.). If the primary particle size is as small as 40 nm or less, a suff icient thickening effect is preferably given. The par- 

75 tide size is evaluated by an electron microscope. The specific area is preferably in a range of 50 to 400 m^/g. Silica par- 
ticles covered with silanol groups on the surfaces are generally used, and hydrophobic fine silica particles in which the 
hydrogen atoms of silanol groups are substituted by methyl groups, octyl groups, dimethylsilyl groups, trimethylsilyl 
groups or dimethylsiloxane groups, etc. can be preferably used for thickening the resin, stabilizing the thixotropy and 
inproving the mechanical properties such as water resistance and compressive strength of the 1at)ricated product. 

20 When a solid rubber is used as an ingredient of the component [C]. the amount is preferably 1 to 10 wt% based on 
the total weight of the resin composition. If the amount is less than 1 wt%, the prepreg is poor in tackiness, and pits and 
resin blurs are likely to occur on the surfaces of the sWn panels of the honeycomb structure. Furthermore, pores are 
liable to be formed In the skin panels. On the other hand, if the amount is more than 10 wt%. the resin viscosity is so 
high as to be likely to make the impregnation into the prepreg difficult and the self adhesiveness to the honeyconr^ core 

25 also declines. A mtre preferat}le range is 2 to 7 wt% and a still mae preferable range is 2.5 to 5 wt%. 

The mixing of a solid rubber and an epoxy resin can be achieved by roll kneading or kneading by a kneader under 
pressurization, or dissolving them into a common sdverrt such as acetone or methyl ethyl ketone and removing the sol- 
vent by drying. Especially when the solid rubber has functional groups capable of reacting with epoxy groups, mixing in 
a solvent is preferable to control the reaction between them under ternperature control in mass mixing. If some of all the 

30 epoxy resin used in the final composition is mixed with the solid rubber, to prepare a masteit>atch. and this is mixed with 
the remaining epoxy resin and other ingredients, then homogeneous mixing can be achieved. 

When inorganic particles are added as an ingredient of the component [C]. the amount is preferably 1 to 10 wt% 
based on the total weight of the resin composition. If the amount is less than 1 wt %. pits and resin blurs are likely to 
occur on the surfaces of the skin panels of the honeycomb structure, and pores are likely to be formed in the skin pan- 

35 els. On the other hand, if more than 1 0 wt%. the resin viscosity is so high as to be likely to make the impregnatk>n into 
the prepreg difficult, and the self adhesiveness to the honeycomb core also declines. A more preferable range is 1 to 5 
wt%. Either a solid rubber or Inorganic particles can be used, but using them together is more preferable for decreasing 
the pits on the surface of the skin panel and the pores in the skin panel. Improving the tackiness of the prepreg and 
maintaining the heat resistance of the fabricated product In this case, the most preferable amounts are 2 to 4 wt% of a 

40 solid rubber and 1 to 4 wt% of inorganic particles. 

The mixing of the inorganic particles and the epoxy resin can be achieved usually by roll kneading or kneader 
kneading. It is preferable for achieving homogeneous mixing that some of all the epoxy resin used in the final composi- 
tion is mixed with inorganic particles, to prepare a masterbatch. and then that the masterbatch is mixed with the remain- 
ing epoxy resin and other ingredients. However, when the composition as a whole is high in viscos'rty like a solid rubber- 

45 added epoxy resin, direct mixing of inorganic particles not formed as a mastert^atch is also preferatsle and can achieve 
practically sufficient mixing. 

It is also preferable to add a thermoplastic elastomer as an Ingredient of the component [C]. Especially a polyester 
based or polyamide based thermoplastic elastomer can be preferably used. 

A polyester based or polyamide based themioplastic elastomer is a block copolymer consisting of a hard segment 
so and a soft segment with a structure in which the hard segment is a polyester component or polyamide component, and 
has a glass transition temperature higher than room temperature and a melting point higher than room temperature. 
The thermoplastic elastomers which can be used here are stated, for example, in International Application 
W096A)2592. 

Furthermore, many marketed products can also be used. Marketed polyester based thermoplastic elastomers 
55 include "Hitrel" produced by Toray Du Pont, "Pelprene" produced by Toyobo, "ArniteP produced t)y Aczo and "l-omond" 
produced by General Electrics. Marketed polyamide based thermoplastic elastomers include "Vestamid" produced by 
Huels, "Pebax" produced by Atochem, "Grilax A" produced by EMS, "NovamkJ" produced by Mitsubishi Kasei. eta 

An epoxy resin composition containing any of tiie above mentioned polyester based or polyanrtide based thermo- 
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plastic elast mers is e^ellem in taddness. low in viscosity and also excellent '".t^"]' ^^^^^^^^^^ 

L: <-k««, c. .HhArmoro fifi comoared with an epoxy resin corrposition not containing such a thermoplastic eias- 

\^^l^^!1S«^^deoenaer^ of prepreg handling convenience on temperature is preferably small. 
!ZLLr?S,e D ireg Sn^^ comp,Stion can manifest excellent properties in taddn^. 

SS2Sfl^SeToSS?sli:.ef^^ 

S^o/pSZde l«sed elastomer against 100 weight parts of the epoxy resin. The meltng P^'-^^o* J P°'^J=2' 
SlsS or XmKJe leased themiopiastic elastomer is preferably 100-C or higher, more preferably 140-C or higher, 
since it affects the heat resistance of the cured epoxy resin composition. , 

tnVoomoarison between a polyester based thermoplastic elastomer and a poiyamide based thermoptesUc elas- 
toml: rSSTpreSe p^ properties of the fber reinforced compo^te material such as .nter-layer 
ehoar cfrpnoth 90« tettslle strenoth and 0* compressive strength are higher. 

' ; oSTa^J^S m^teS with excelled physical properties such as mech^feal P^^^^^^^ 
resin ^mSsltion conteining a polyester based or poiyamide based themx^lastlc elastomer 
n^ ^Teffective to add a tt.ermoplastic resin themiodynamically soluble in the epoxy r^>n. particularly a thermoplas- 
fc^lnv^ hydrogen bondable functional grou^ 

also be used in combination. ^j-^^ «^ ^i^^mt^ a 

An epoxy resin containing a themwplastic elastomer can be prepared, for example, by addmg an elajomer to a 
heated resin, mixing to form a homogeneous solution, lowering the temperature so as not to cause cuni^ reac- 
fcn WSn^a curing agent and. as required, a curing accelerator. Therefore, the polyester l»sed or polyamxle 
bas^d thermoplastic elastomer used is preferably thermodynamically soluble in the epoxy resin at high temperatjr^ 
least when K is added and mixed. Furthermore, if the soluble elastomer is remarkably low m solubility, a sufficient effect 
in enhancing tackiness cannot be obtained. Thus, it Is preferable that the elastomer has a solubility higher than a certain 

'^^'it is also preferable to add a publicly known thermoplastic resin as an ingredient of the component [C], such as 
polysulfone. polyether suHone. polyether imide. polyvinyl formal, polyvinyl butyral. polyethylene oxide, copolymerized 

"^"rh^poxy resin composition of the present invention can contain such additives as a high polymer other ttian those 
listed above, reactive diluent, chain extender, antioxidanf and organic particles, in addition to the above additives. BB 

ingredients of the component [Cj. . . o _a- 

As the high polymer, a high polymer soluble in the epoxy resin can be added for any of various purposes. Specif i- 

cally. a reactive silicone as staled In Euivpean Patent No. 475611 (corresponding to JP-A-6-93103) is preferable since 

it in^roves the toughness and ducWity of the cured resin and is effective to adjust the f lowability of the uncured resia 
As the reactive diluent, a monolunclional epoxy compound can be preferably used. It can be selected, for efflmple. 

from butylglycidyl ether. 2-ethylhe)cylglyeidyl ether, phenylglycidyl ether. aesytglycWyl ether. p^^XItylglycidyl ether. 

p-tert-butylglycidyl ether, ete. . ^ w u i a 

As the chain extender, a bisphend can be preferably used. It can be selected, for example, from bisphenol A. 

bisphenolS.fluorenebisphenol.eto. ^ 

As the antioxidant a phenol based antioxidant such as 2.Wi-tert-butyl-pKyesol (BHT). butylated hydroxyanisole or 
tocophenol or a sulfur based antioxidant such as dlauryl 3.3'-thiodipropionate or distearyl 3.3'-1hiodipfopionate can be 

preferably used. ^ l. ^ 

As the organic particles, fine particles of a thennoplaslic resin, thermosetting resin or elastomer, eto. can be used. 
As the thermoplastic resin, particles of a poiyamide resin can be used. As the themiosetting resin, particles of a cured 
epoxy resin or phenol resin can be used. As the elastomer, crosslinked mbber particles, and core/shell type rubber par- 
ticles in which an elastomer such as a butyl acrylate copolymer is covered with a non-elastomeric high polymer such 
as polymethyl acrylate can be used. The use of these organic particles is preferable mainly fbr improving toughness and 
improving the seH adhesiveness to the honeyconnb core. 

The core/shea polymer Is usually spherical fine particles consisting of a core phase and a shell phase. A corefehell 
polymer with a doulale stnjdure consisting of a c«e and a sheO. a multi-core/shell polymer wHh a multipte structure con- 
sisting of a soil core, hard shell, soil shell and hard shell, etc. are known. Among them, a corefehell polymer with a stnjc- 
ture consisting of a soil core made of an elastomer based material and a hard shell formed by covering the core with a 
shell ingredient and polymerizing it can be preferably used since H can be well dispersed into an epoxy resin, as com- 
pared with other stnjctures. Materials used as cores include, for example, polybutadiene. pdyacrylates. polymethacr- 
ylates. pdybutyl acrylate. styrene-buladiene polymer, ethylene-propylene polymer, etc. Materials used as shells 
include, for example, polystyrene, pdyacrylonitrile. polyacrylates. polymethacrylates. polymethyl methacrylate. etc. The 
properties can be changed by changing the copolymerizatioci ratia and a ooretehell polymer with a rubber phase can 
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be said to be a solid rubber. 

Th core/shell polymer must be 10 to 90 wl% in core cortent arid 90 to 10 cor content 

is less than 1 0 wt%. a sufficient high strength effect cannot be obtained. H more than 90 wt%. the cores cannot be per- 
fectly covered with shells, and when it is mixed with the epoxy resin, the resin viscosity increases with the lapse of time, 
and th composite material becomes diverse in physical properties. k. . ^ . « c 

■me corefehell type rubber particles can be produced by the methods disci sed in US Patent No. 4.41 9.496. Eur - 
pean Patent No. 45.357 and JJP-AOpen (Kbkai) No, 55-94917. Marketed products can ^Iso J)e used Mark^^ 
core/shell polymers include, for example. Paraloid EXL2655 (produced by Kureha Chemical Industry CoO^). TP2122 
(produced by Takeda Chemical Industries. Ltd.). EXL.261 1 . EXL-3387 (produced by Rohm & Haas), ete. The partic e 
^ze of the core^shell polymer is preferably 5 pm or less, more preferably 1 ^lm or less. H is unprleraWe that the part«:le 
size is larger than 10 nm, because, when the reinforcing fbers are impregnated with the matrix resin, the particles are 
not homogeneously dispersed, to form a heterogeneous product. Especially it is preferable that the particle size is 1 ^m 
or less because, even when the composite material is as high as more than 50 vol% in the reinforcing fiber contend the 
fiber orientation is not disturbed and the effect of improving the self adhesiveness to the honeycomb core is rernarkaWe. 
A suitable amount of the core/shell type particles added is 1 to 15 weight parts against 100 weight parts of the epoxy 
resin If the amount is less than 1 weight part, the effect of improving toughness and self adhesiveness is small, and if 
more than 15 weight parts, the viscosity of the resin composition becomes high. maWng it difficult to impregnate the 
reinforcing ftoers. A preferable range is 3 to 10 weight parts. 

It is preferable for achieving homogeneous mixing that some of all the epoxy resin used in the final compositon is 
mixed with the core/shell rubber particles under heating, to prepare a masteibatch. and then that the masterbateh is 
mixed with the remaining epoxy resin and other ingredients. However, when the viscosity of the composition as a whole 
is high like solid acrylonitrlle butadiene rubber-added epoxy resin, even direct ming of core/shell rubber particles not 
formed as a masterbateh can achieve practically sufficient mixing preferably since the shear force at the time of mixing 
is high. 

When the core/shell type particles are added, if the following epoxy resin composition is used, the self adhesive- 
ness to the honeycon*> core cari be remarkably improved. At least the epoxy resins are selected from the following 
ranges: 

Bisphenol type epoxy resin 50 - 80% 

30 Novolak type epoxy resin 0 - 20% 

Tetraglycidyl diaminodiphenylmethane 5 - 40% 

The prepreg of the present invention includes also the following constitution: i.e., a prepreg consisting of said resin 
composition and reinforcing fibers [D]. 

35 As the reinforcing fibers [D], glass fibers, carbon fibers, aramid fibers, boron fibers, alumina fibers, silicon carbkJe 
fibers, etc. can be used. Two or more kinds of these fibers can be used as a mixture. To obtain a fabricated product 
lighter in weight and higher in durability, the use of cart)on ftoers is especially preferable. In view of the tensile strength 
peculiar to the fibers and the high impact resistance as a honeycomb structure, Ngh strength cartx)n fibers of 4.4 GPa 
or more in strand tensile strength and 1 .7% or more in tensile breaking elongation are more preferable. The strand ten- 

40 sile strength in this case is measured according to JIS R 7601 . Furthermore, in view of higher impact resistance, carbon 
fibers of 1 .7% or rrwre in tensile elongation are especially preferable, and it Is preferable thai the tensile elastic modulus 
E is 2000 GPa or more and that the breaking strain energy is 4.0 mm • kgf/mm^ or more. TTie breaking strain energy is 
calculated from W = o^/2E where a is the tensile strength (kgf/mm^) measured according to JIS R 7601 and E is the 
elastic modulus. Such high strength high elongation carbon fibers Include, for example, T700SG, T800H, T1000G. etc. 

45 produced by Toray Industries, Inc. 

The reinforcing fibers are not limited in form or arrangement and for example, long fibers paralleled in one direc- 
tion, tows, woven fabric (cloth), mat. knitted fabric, braid, etc. can be used. 

When fbers laid parallel in one direction are used, a narrow slit tape prepreg. or a strand prepreg or yarn prepreg 
obtained by impregnating a strand unwound from a bobbin with a resin is also preferable, in addition to a wide prepreg. 

so However, in view of the mechanical properties of the honeycomb structure and the ease of the fabricating process, a 
prepreg formed as a woven f^ric is most pref^abla 

As a woven fabric of reinforcing fbers, a conventional two-dimensional woven fabric can be used. As for the weave, 
a biaxiaily woven fabric in which warp and weft are crossed at right angles according to a certain aile, such as plain 
weave, twill weave or satin weave is preferable. Especially plain wave is suitable since it allows easy formation of a ttiin 

55 fabricated product The weaving yams of a woven fabric are f toer bundles, and it is preferable that one fiber bundle con- 
sists of 2500 to 25000 filaments. If the number of f Baments is less tiian 2500. arranged fbers are likely to meander and 
to cause decline of strength. If more than 25000, at the time of prepreg production or fabricating, resin impregnation is 
unlikely to occur, and pores are likely to be formed. A more preferable range is 2800 to 15000 filaments. Especially a 
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fiber bundl of more than 6000 filaments is preferable in view of higher surface smoothness of the ^^^^y^"*^"" 
panel. Similarly, the fineness of a fiber bundle is preferably 1500 to 20000 deniers. If the fineness .s less than 1500 
denier^, the arranged fibers are likely to meander, and H more than 20000 deniers. resin impregnation is unhkely to 
occur at the time f prepreg production or fabricating. 

If a woven fabric in which substantially twistless flat carbon fiber mulVifilament yarns respectively consisting of marty 
carbonfibereareusedaswarpand/orweftthreads.thefibers f the woven fabric move legend sinking d surface res^^^ 
unlikely to occur even H the woven fabrfe prepreg is allowed to stand for a long time. Thus the tempomi change of 
acSof thT^^^ can be inhibited- Furthermore, also during fabrication, the fibers of me wov«i fabric p^reg 
move Ss^^^ sS^king d surface resin is unlikely to occur. Thus, the surface smoothness of the cured honeycomb stan 
panel is improved. The term "substantially twistless" means a state where the yam is not twisted by turn or mor^ 
SeMm rioven fabric formed by using ^^^^ 

So mm in integrity in terms of hook drap value keeps the fibers less movatte. is likely to keep the weaving y^rns f tet 
and Improves Je temporal change of tackiness of the prepreg and the surface smoothness of the honeycomb skin 

The hook drop value in this case is the value obtained by vertically suspending a carbon fiber bundle in an atmos- 
phere of 23-C and 60% humidity, hooking the top hook of a stainless steel wire of 1 mm in diameter arid about 100 rnm 
in length bert at top and bottom 20 to 30 mm portions, to the fberbundle^ 

1 2 g and measuring the descending distance of the weight 30 minutes later. If the fiber bundle is twisted, this value is 
smaller. In the case of a reinforcing woven fabric of carbon fibers, the filaments of a fiber bundle as a precursor are 
entangled with each other to keep the carbon fiber yam integral for preventing the problem that filaments broken during 
production are caught around rollers. Furthermore, the deposition of a sizing agent or the mutual bonding of filaments 
is used for keeping the carton fiber yarn integral. The integrity can be controlled by adjusting the mutual entangling 
degree of filaments, the deposition of a sizing agent and bonding. If the hook drop value is less than 80 mm to show 
excessively intensive integrity, it is difficult to enlarge the cover factor of the woven fabric or the cover factor of the pre- 
preg described later. Furthermore, the impregnability of the prepreg is likely to be poor. As a result, surface pits and 
internal voids are likely to occur in the skin panel. If the hook drop value is 1 000 mm or more, the integrity of the carbon 
fiber yarn becomes poor, and since fluff is likely to be generated, the weavability becomes low. Furthermore, the 
strength as a composite material declines. A woven fabric of flat carbon fiber murtif ilament yarns of 0.05 to 0.2 mm in 
yam thickness. 30 or more in yarn widtwyam thickness ratio and 100 to 320 g/m^ in weight of the woven fabnc keeps 
crimps small, has small movement of fibers and small movement of the resin in the prepreg impregnated with the resin, 
inhibits the temporal change of tackiness of the prepreg and improves the surface smoothness of the honeycomb sWn 
panel. If these flat weaving yarns are used, the woven fabric obtained is higher in fiber density than ordinary woven fab- 
rics, and a prepreg less in the temporal change of tackiness can be easily obtained. The surface smoothness of the 
honeycomb sWn panel Is also inproved. If the thickness of the woven fabric prepreg is 0.15 to 0.35 mm. the roughness 
based on bent weaving yarns is not so conspicuous, and the surface smoothness of the honeycomb skin panel is also 
improved. 

A woven fabric made of such flat carbon fiber multifflament yarns can be produced according to the method 
desCTibed in JP-A-7-300739. 

In the present invention, the resin content of the prepreg is preferably 33 to 50 wt%. If the resin content is less than 
33 wt%. the tackiness of the prepreg is likely to be insufficient, and surface pits, resin blurs and pores in the skin panel 
are likely to be generated. If the resin content is more than 50 wl%. tackiness is fitely to be excessive, and there is a 
possibility that resin flow occurs when the prepreg is produced. Furthermore, since the weight of the fabricated product 
increases, the advantage of weight reduction diminishes. An especially preferable resin content range is 35 to 45 wt%. 

In a woven fabric prepreg consisting of the above components, it is preferable that the weave meshes formed as 
clearances between warp and between weft are closed. In the case of cloth prepreg of 96% or more in cover factor, a 
fabricated honeycomb panel especially good in surface snKXrthness and free from internal pores can be easily 
obtained, and H the cover factor is insufficient, surface pits and internal pores are likely to be generated in the honey- 
comb panel. If the cover factor is large, a cloth prepreg which gives a fabricated panel excellent in bum through char- 
acteristic can be obtained. However, if the cover factor exceeds 99.9%. the drapabilrty, inportant in a prepreg, is 
► impaired. Therefore, the cover factor Kp suitable for the present invention fe 96 to 99.9%. preferably 97.5 to 99.9%. 
The cover factor Is preferably measured as described below. At first, a stereoscopic microscope, for example, ster- 
eoscopic microscope SMZ-10-1 produced by Nikon Corp, is used, to photograph the surface of a prepreg while light is 
applied from the back side of the prepreg. Thus, a light transmitted pattern of the woven fabrte black in the yam portions 
and white in the weave mesh portions is photographed. The quantity of light is set in a range not causing halation. In 
» the present invention, the light of Double Arm Fiber produced by Nikon Corp. was reflected by an acrylic sheet. The 
photographing magnification is set within 10 times so that respectively 2 to 20 warp and weft may be contained in the 
analysis range in the later image analysis. Then, the photograph obtained is photographed by a CCD (charge coupled 
device) camera, to convert the photographed image into digital data expressing white and black, and the digital data are 
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stored in a memory, and analyzed by an image processor, to calculate the cover facta (Cg) from the following formula: 

C|-KS,-S2)/S0x1O0 

5 \where Si is the entire area and S2 is the area of white portions (weave mesh portions). A similar operation is performed 
at 10 places of the same woven fabric, and its simple mean is adopted as the cover factor. 

In the present invention, as the CCD camera and image processor. Personal Image Analyzing System UV-525 pro- 
duced by K K. Pias was used. The analysis range of an image was from the left edge of the warp located at the leftmost 
position in the photograph to the left edge of the warp located at the rightmost position in the photograph In the horizon- 

10 tal direction, and from the top edge of the weft located at the topmost position in the photograph to the top edge of the 
weft located at the bottommost position in the photograph in the vertical direction, and respectively 2 to 20 warp and 
weft were arranged to be contained in this range. The digital data contain intermediate portions between black and 
white at the borders between weaving yarn portions (Wad^ portions) and weave mesh portions (white portions). A 
threshold value to distinguish the intermediate portions into yarn portions and weave mesh portions must be set. For 

15 this purpose, a lattice with an actual cover factor of 75% was made as a model, and the image analyzing system was 
standardized to recognize the lattice accurately to have a cover lactor of 75%. That is, a 6 mm wide black tape was stuck 
onto transparent paper lengthwise and crosswise in lattice, to make a model with a cover factor of 75%. and with the 
stop of the CCD camera set at 2.8. the image analyzing system LA-525 was standardized to recognize portions of 128 
or less in stored value as yarn porttons (in this system, the contrast of white and black is stored as values of 0 to 255 

20 Steps). 

That the cover factor Kc of a woven fabric is 92 to 99.5% is preferable since the cover factor Kp of the prepreg pres- 
surized at the time of prepreg production can be easily adjusted to be in a range of 96 to 99.9%. 

Prepreg production methods include a wet method in which the matrix resin is dissolved in a solvent to be lowered 
in viscosity for inpregnation, a hot melt method (dry method) in which the matrix resin Is heated to be lowered in vis- 
25 cosity for impregnation, and so on. In the hoi melt method, the reinforcing fibers are overlapped on both sides or one 
side of a film such as releasing paper coated with the epoxy resin composition, and the laminate is heated and pressu- 
rized for inpregnation with the resin, to prepare a prepreg. This method is preferable since the resin content and the 
prepreg thickness can be easily controlled. 

For fabricating the prepreg of the present invention, vacuum t>ag fabricating, autoclave fabricating using a vacuum 
30 bag. press fabricating, ete. can be used. For obtaining a high performance honeycomb structure, autoclave fabricating 
is preferable. 

As the honeycomb core, a Nomex honeycomb core made of aramid paper impregnated with phenol resin is espe- 
cially preferable, since a light-weight high-strength structure can be formed. The cell size is generally 3 to 19 mm. In 
addition, an aluminum honeycon^. GFRP honeycomb, graphite honeycomb, etc. can also be used. 
35 In the present invention, the nrxxiulus of storage rigidity G' of a resin confiposition was measured using Model RDA- 
II instrument produced by Rheometrics under the following conditions: 

Operation mode: Dynamic mode 

Vibration frequency: 0.5 Hz 

40 Plates: Parallel discs (25 mm in radius) 

Gap 0.83 mm 

Measuring temperature range: 50- 1 50**C 

Heating rate: 1.5**C/iniin 

Strain: Automatically controlled to keep the torque in a range of 2 to 200 g • cm. 


45 


50 


The thixotropy Index and resin viscosity of an epoxy resin composition were measured also using Model RDA-II 
instrument produced by Rheometrics under the following conditions: 

(Thixotropy measuring conditions) 


Operation mode: Dynamic nwde 

Vibration frequency range: 0.01 Hz - 1.0 Hz 

Plates: Parallel discs (25 mm in radius) 

Gap 0.83 mm 

55 Measuring temperature (resin temperature): 70''C 
Strain: 100% 
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(Resin viscosity measuring conditions) 

Operation mode: Dynamic mode 

Vibration frequency: 0.5 Hz 

Plates: Parallel discs (25 mm In radius) 

Gap 0.83 mm 

Measuring temperature range: 50 - 1 SO^'C 

Heating rate: 1 .5''C/min 

Strain: Autonriatically controlled to keep the torque in a range of 2 to 200 g • cm. 


As indicators of ttie self adhesiveness between a honeycomb core and a skin panel, flatwise tensile strength (FWT) 
and climbing drum peel strength (CDP) were used. The honeycomb core used for these tests was Nomex Honeycomb 
SAH1/8-8.9 (SAH1/8-8.0. 12.7 mm in thickness, produced by Showa Hikoki K.K.). The lamination of a woven fabric pre- 
preg adopted was a symmetrical lamination of two plies of (dk45^)/(0<'/90'') each on both the top and bottom of the hon- 

75 eycomb core (the outermost layers were of ±45*), For curing, the sample was heated at 1 .5 ^'C/min up to 180*»C, and 
held at the same temperature for 2 hours in an autoclave. In this case, at first, a nylon bag was placed to cover the lam- 
inate on an aluminum tool sheet, and they were inserted into the autoclave with the bag kept internally in vacuum. Then, 
when a pressure of 1 .5 kg/cm^ was applied, the vacuum in the bag was returned to atmospheric pressure, and subse- 
quentiy the pressure was raised to 3 kg/cm^, folk>wed by heating. 

20 The porosity in a sWn panel was determined by area measurement. On the top of the honeycomb core, woven fab- 
ric prepreg layers were laminated in (±45*»)/(0*/90°)/(0*/90°)/(0'*/90*) from above, and on the bottom of the honeycomb 
core, woven fabric prepreg layers were laminated in (0*/90*')/(0*/90'')/(±45**), and the prepreg layers were self-bonded 
to the honeycomb core and cured. A section of the fabricated product thus obtained was photographed using a micro- 
scope at a magnification of 25 times. A fobricated honeycomb product of about 26 cm in length and about 19 cm in 

25 width was cut in the transverse direction, and the value obtained by dividing the pore area in the bottom skin panel sec- 
tion by the sectional area of the sidn panel was adopted as the porosity. In this case, a 25.4 mm long range where tiie 
porosity was most in all the section-observed field was selected, to calculate tiie pore area. 

The suriace smoothness was evaluated using a surface roughness tester by fabricating honeycomb skin panels as 
desCTibed below. At first, prepreg layers were laminated on both sides of a honeycomb core (SAH1/8-8.0, 12.7 mm in 

30 thickness, produced by Showa Hikoki K.K.) in two plies of (0'*/90'')/(±A&*) (with ±45" as the outermost layer) per side to 
be symmetric relative to a plane. The prepreg was cured under the above menttoned curing conditions, while being self- 
bonded to the honeycomb core. The surface roughness of the honeycomb skin panel on the tool sheet side was deter- 
mined by Suriace Roughness Tester Surftest 301 produced by Mitsutoyo K.K. A length of 8 mm was evaluated by a 
probe, and the difference between the average height of the five highest points and tiie average height of the five lowest 

35 points within tiie length was obtained. This was executed five times, and the average value was obtained. 

For evaluatk)n of impact resistance, the sanr>e laminatton structure as adopted for the above mentioned honeycomb 
sandwich panel for evaluation of self adhesiveness was used. Dynatap 8250 was used, and a 11.3 kg weight was 
dropped from a height of 80 cm to examine the damage. 

To evaluate the tackiness of a prepreg. prepreg layers were t>onded by pressure, and the peeling force was meas- 

40 ured. This measuring method includes many parameters such as load stress, speed and time. These can be properly 
decided, consklering how the prepreg Is used. etc. For evaluaVion of tackiness In the examples. "Instron" 421 0 Universal 
Testing Machine (produced by Instron Japan K.K.) was used as a measuring instrument for measurement under the fol- 
lowing conditions: 

45 •Sample: 50x50 mm 

• Loading speed: 1 mm/min. 

• Bonding load: 0.12 MPa 

• Loading time: 5±2 8ec 

• Peeling speed: 10 mm/min 

so * Environment: . 25''C, 50% relative humidity 

The drapability of a prepreg was evaluated by measuring the f lexural elastic modulus of ttie prepreg. The f lexural 
elastic modulus was measured approximately according to JIS K 7074 "Bending Test Methods for Rber Reinforced 
Plastics'*. However, since a prepreg is usually very thin, tiie conditions must be set properly. In the examples of tiie 
55 present invention, "Instron" 4201 Universal Testing Machine (produced by Instron Japan K.K.) was used as a measuring 
instrument fa measurement under the following conditions: 

• Sample: 85 mm (weft directton) x 1 5 mm (weft direction) 
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15 


20 


• Loading speed: 5 mm/min 

• Span length: 40 mm (L/D « 40/0.06) 

• Indenter diameter: 4 mm 

. Environment: 25«C, 50% relative humid'ity 


Th present inventi n can provide a prepreg excellent in self adhesiveness to the honeycomb, having a high skin 
oane^De^Zrrt^rrw^ as a honeycomb sandwich panel, low in the porosity inside the skin panel, low 

S on the suilace. excellent in surface smoothness, appropriate in tacWness and drapabil- 

i^and c^^^^^^^ stabilrty. The present invention also can provide its m^ resin composrtK)n. The honey. 

coniJ sandwich panel obtained is excellent in impact resistance and hot water resistance. 

The present invention is described below in detail in reference to examples. 


Example 1 

Fifty weight parts of bisphenol A type liquid epoxy resin (Ep828 produced by VUka Shell ^^^V •< »<i^^^^^^^ 
Darts ofcresol novolak type solid epoxy resin (ESCN220 produced by Sumrtomo Chemical Co.. UdJ and 4 weight parts 

kneaded by a kneader at 80«C for preliminary reaction for 3 hours. The reaction mixture was cooled to 60X. and 20 
pans of telraglycidyl diaminodiphenylmethane (ELM434 produced by Sumitomo Chemi^l Co.. Uri.) and 3 parte of fine 
^\ica partidi treated on their surfaces by trimethylsilyl groups (Aerosil R812 produced by Degi^a) were added and 
the mi>rture was kneaded for preliminary reaction for 1 hour. As a curing agent. 40 weight parts of 4.4 -aminc^iphenyl- 
sulfone were added, and the mixture was stirred at 60«C for 30 minutes, to produce an epoxy resin composition. Tbe 
modulus of storage rigidity G' of the resin composition was measured by parallel plates of 0.5 Hz, and the ^^^^^ 
value in a temperature range of 70«C to 100°C was found to be 11 Pa at 95«C. while the maximum value was found to 
25 be 34 Pa at 70*>C. log 10 (G'max/G'min) was 0.49. Even in a wider temperature range of 70-C to 1 30-C the minimum 
and maximum values of G' were the same. The thixotropy index of the epoxy resin composition at 70»C was 13 The 
viscosity of the epoxy resin composition was measured and the viscosity at 80°C was found to be 200 poises, while the 
minimum viscosity was 90 poises. The resin composition was cured at 180<>C for 2 hours, and the Tg the resin was 

found to be 216^6. • u* ^ 

30 Releasing paper was coated with the resin composition at 65«C, to produce a resin film of 66 gMr^ in weight of 
resin. The resin film was set in a prepreg machine, and a carbon fiber plain weave fabric (1 90 g/m^ in weight and 98.7% 
In cover factor Kc of woven fabric) produced by Toray Industries, Inc. formed by carbon fibers T700SC-12K (12000 fib- 
ers 7200 deniers in fineness. 254 mm in hook drop value) of 4.9 GPa in strand tensile strength. 2.3 GP in tensile elastic 
modulus and 2.1% in tensile breaking elongation was impregnated on both sides with the resin, to obtain a prepreg. 

35 The impregnation tenperature was lOO^'C. The cover factor Kp of the produced prepreg was 99.6%. 

A laminate of a honeycomb core and the prepreg was placed on an aluminum sheet with a fluorine resin film laid 

' on it. and the laminate was vacuum-packed by a nylon film, and fabricated In an autoclave. No adhesive film was held 
between the prepreg and the honeycomb core, and the prepreg was cured to be directly bonded to the honeycomb 
core. The flatwise tensile strength of the honeycomb sandwich panel thus obtained was measured and found to be 3.76 

40 MPa. Furthermore, accpiding to ASTM D 1 781 , a climbing drum peel test was conducted, and a peel strength of 16.2 
pound - inches/3 inch wkfth was shown. 

To obtain the porosity of the bottom skin panel, a cross section of the sandwich panel was polished by sand paper 
and alumina powder, and photographed by an optical microscope. From the photograph, the porosity was found to be 
0.1%. The surface roughness of the honeycomb sandwfch panel on the tool face sMe was measured and found to be 

45 as excellent as 5.6 ^im. 

The tackiness of the prepreg before lamination fabricating was measured and found to be 0.15 MPa. The drapabil- 
ity was evaluated and found to be as moderate as 3.1 GPa. The prepreg was allowed to stand in an environment of 
25'C 50% relative humidity for 10 days, and the tackiness was found to be 0.1 1 MPa. 

so Comparative example 1 

A resin composition was produced as described in Example 1 . except that fine silica particles were not added. The 
modulus of storage rigidity G' of the resin composition was measured by parallel plates of 0.5 Hz. and the minimum 
value in a temperature range of 70»C to lOO^C was found to be as low as 2.4 Pa at lOO'C, while the maximum value 
55 was found to be 28 Pa at 70'»C. log 1 0(G'max/G'mln) was as large as 1 .07. The minimum value In a range of 70*C to 
1 30"C was 1 .2 Pa at 1 1 5'*C, and the maximum value was 28 Pa at 70'*C. 

Subsequently a prepreg was obtained as desaibed in Example 1. The cover factor Kp of the prepreg was 97.9%. 
The tackiness of the prepreg was measured and found to be 0.17 MPa. Furthermore, the drapability was evaluated and 
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found to be 2.7 HPa The prepreg was allowed to stand in an environment of 25''C 50% relative humidity for 10 days, 
and the tackiness was found to have greatly declined to 0.03 MPa. 

The flatwise tensile strength of the honeycomb sandwich panel obtained as described in Example 1 was measured 
and found to be 1 .73 MPa. Moreover, according to ASTM D 1781 . a climbing drum peel test was conducted, and a peel 
5 strength of 8.5 pound • inches/3 inch width was shown. 

To obtain the porosity in the bottom skin panel, a cross section of the sandwich panel was polished by sand paper 
and alumina powder, and photographed using an optical microscope. From the photograph, the porosity was found to 
be 1 5%. The surface smoothness of the honeycomb sandwich panel was measured and found to be as insufficient as 
35.3 ^m. 

10 

Comparative example 2 

Thirty weight parts of cresol novolak type solid epoxy resin (ESCN220 produced by Sumitomo Chemical Co., Ltd.) 
and 8.5 weight parts of carboxyi group-containing solid acryionitrlle butadiene rubber (NIPOL1 072 produced by Nippon 

IS Zeon Co.. Ltd.) were kneaded by a kneader at 40 to 50*C for 1 hour. At this temperature, the preliminary reaction 
between carboxyi groups and epoxy groups was insufficient. In this state. 50 weight parts of bisphenol A type liquid 
epoxy resin (Ep828 produced by NUka Shell Epoxy K.K.) and 20 weight parts of tetraglycidyl diaminodiphenylmethane 
(ELM434 produced by Sumitomo Chemical Co., Ltd.) were added, and the mixture was kneaded at 60*C for 1 hour. Fur- 
thermore, as a curing agent. 40 weight parts of 4.4*-diaminodiphenylsufone were added, and the mixture was stirred at 

20 60*»C for 30 minutes, to produce an epoxy resin conrposition. The nxxjulus of storage rigidity G* of this resin composition 
was measured by parallel plates of 0.5 Hz. and the minimum value in a temperature range of 70''C to lOO'^C was found 
to be 10 Pa at 100*C while the maximum value was found to be 220 Pa at 70*C. log 10 (G'max/G'min) was 1 .35. The 
minimum value in a temperature range of 70«C to 1 30''C was 3.9 Pa at 1 1 S'^C. and the maximum value was 220 Pa at 
70«C. 

25 The resin conposition was used to obtain a prepreg as desaibed in Example 1 . However, since the resin viscosity 
was high, the resin coating was executed at 75**C. In spite of the temperature, it was diff teult to produce a f ilm, and some 
portions were short of the resin. The area free from the portions short of the resin was used to produce a prepreg. The 
cover factor Kp of the prepreg was 98.1%, The tackiness of the prepreg was measured and found to be 0.18 MPa. Fur- 
thermore, the drapabllity was evaluated, and found to be 3. 1 GPa. The prepreg was allowed to stand in an environment 

30 of 25*»C 50% relative humidity for 10 days, and the tackiness was found to have greatly declined to 0.04 MPa. 

The flatwise tensile strength of the honeycomb sandwich panel obtained as described in Example 1 was measured 
and found to be 0.83 MPa. Moreover, according to ASTM D 1781 , a climbing drum peel test was conducted, and a peel 
strength of 7.1 pound • inches/3 inch width was shown. 

To obtain the porosity in the bottom sWn panel, a cross section of the sandwich panel was polished by sand paper 

35 and alumina powder, and photographed using an optical microscope. From the photograph, the porosity was found to 
be 0.4%. The surface snxxrthness of the honeycomb sandwich panel was measured and found to be as insufficient as 
25.1 )im. 

Example 2 

40 

Forty weight parts of bisphenol F type liquid epoxy resin (Epc830 produced by Dainippon Ink & Chemicals. Inc.). 
30 weight parts of brominated bisphenol A type soiki epoxy resin (Epc152 produced by Dainippon Ink & Chemicals. 
Inc.) and 5 weight parts of carboxyi group-containing solW acryionitrlle butadiene rubber (NIPOL1472HV produced by 
Zeon Chemical) were kneaded by a kneader at 80«C for preliminary reaction for 3 hours. The reaction mixture was 
45 cooled to 60*'C, and 30 weight parts of tetraglycidyl diaminodiphenylmethane (ELM434 produced by Sumitomo Chem- 
ical Co., Ltd.) and 4 weight parts of fine silica particles treated on their surfaces by dimethylsilicone groups (Aerosil 
RY200 produced by Nippon Aerosil) were added, and the mixture was kneaded for preliminary reaction for 1 hour. In 
this state. 40 parts of 4.4'-diaminodiphenylsulfone were added, and the mixture was stirred at 60*C for 30 minutes, to 
produce an epoxy resin composition. The modulus of storage rigidity G' of the resin composition was measured by par- 
se atlel plates of 0.5 Hz. and the minimum value in a temperature range of 7a»C to 1 0O^C was found to be 80 Pa at 95«C 
while the maximum value was found to be 120 Pa at 70*C. log 10 (G'max/G'min) was 0.17. Furthermore, the minimum 
and maximum values in a temperature range of 70*C to 130«C were the same. The thixotropy index of the epoxy resin 
composition at 70*»C was 10, The viscosity of the epoxy resin composition was measured, and the viscosity at 80°C was 
found to be 300 poises, while the minimum viscosity was fbund to be 70 poises. The resin composition was cured at 
55 1 80^C for 2 hours, and the Tg of the resin was 208°C. 

Releasing paper was coated with the resin compositton at 70»C, to produce a resin film of 66 g/hrf^ in weight of 
resin. The resin film was set in a prepreg macfiine. and a carbon fiber plain weave fabric (190 g/trf in weight) produced 
by Toray Industries. Inc. formed by caitwn fibers T700S-1 2K of 4.9 GPa in strand tensile strength was impregnated on 
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both sides v«th the resin, to obtain a prepreg. The i^^^ 

^^/Tde^'^ in Example 1. the flatwise tensile strength of the honeycomb sandv^ch panelwas 'measured and 
found to be 3 72 MPa. According to ASTM D 1781 . a climbing drum peel test was conducted, and a peel strength of 
uT^^ ?in?hSnXdti;ias shown. The porosity in the bottom sWn panel was 0.2^ The surface smoothness 
«f the honevcomb sandwich panel was measured and found t be as excellent as 9.7 jim. 

drapISity^Tsl^uat J^^^ Sund to be as moderate as 2.9 GPa. The Weg a^^^ to stand in an environ- 
ment of 25«C 50 relative humidity for 10 days, and the tackiness was found to be 0.10 MPa. 

Comparative example 3 

Aresin composition was obtained as desaibed in Example2. except that0.8we^ 
osil RY200 an72.7 weight parts of solid rubber NIPOL1472HV were used. The modulus of storage r«g'dtty G^^^^^ 
^sin composition was measured by parallel j^ates of 0.5 Hz. and the ryinimum ^ue in « terip^J^^^^^ ^^J^^^ 
to 100'C was found to be 2,4 Pa at 100«C while the maximum value was found to be 30 Pa at 70 C. 10 

aZ^S 1.10. Furthermore, the minimum value in a temperature range of 70«C to 130oC was r9 P^^^^^ 

10-C. and the maximum value was 30 Pa at 70«C. The thixotro^ 
the vfe(»s.ty of the epoxy resin conp^^ 

the^Jn^um viscosK^was 15 pofe^The resin composition was cured at ISO'C for 2 hours, and the Tg of the resin 

""^^tH^. SSiribed in Example 2. a prepreg was obtained. The cover factor Kp of the prepreg was 99.0%. The teCk- 
iness of the prepreg was measured and found to be 0.1 5 MPa. The drapability was evaluated and found to be 2.8 GPa. 
The prepreg was allowed to stand in an environment of 25«C 50% relative humkJity for 10 days, and the tackiness was 
found to have greatly declined to 0.04 MPa. . , « ^ 

The flatwise tensile strength of the honeycomb sandwich panel obtained as described in Example 2 was measured 
and found to be 1.52 MPa. Furthermore, according to ASTM D 1781 . a climbing drum peel test was conducted, and a 
peel strength of 6.5 pound • inches/3 inch width was shown. The porosity in the bottom skin panel was 1 .6% The sur- 
face smoothness was measured and found be as insufficient as 32.9 ^m. 


Comparative example 4 

A resin conposition was obtained as described in Example 1 . except that liquid tdsber CTBN1300 was used in an 
amount of 5 weight parts instead of the solid rubber. The modulus of storage rigidity of the resin composition was 
measured by parallel plates of 0.5 Hz. and the minimum value in a temperature range of 70°C to lOO^C was found to 
be 1 .1 Pa at lOO^C while the maximum value was 34 Pa at 70»C. tog 10 (G^max/G'min) was 1 .49. Furthermore, the min- 
imum value in a temperature range of 70*0 to 130*C was 0.8 Pa at 125*»C and the maximum value was 34 Pa at 70«C. 
The thixotropy index of the epoxy resin composition at 70°C was 4.2. Furthermore, the viscosity of the epoxy resin com- 
position was measured, and the viscosity at 80»C was found to be 100 poises, while the minimum viscosity was found 
to 10 poises. The resin composrtion was cured at 180«C for 2 hours, and the Tg of the resin was found to be 201 

Then, as desaibed In Exanple 2. a prepreg was obtained. The cover factor of the prepreg was 98.6%. The tacki- 
ness of the prepreg was measured and found to be 0.1 1 MPa. The drapability was evaluated and found to be 2.7 GPa. 
The prepreg was allowed to stand in an environment of 25 •C 50% relatively humkfrty for 10 days, and the tackiness 
was found to have greatly declined to 0.01 MPa. 

The flatwise tensile strength of the honeycomb sandwich panel obtained as described in Example 2 was measured 
and found to be 1.38 MPa. Furthermore, according to ASTM D 1781. a climbing drum peel test was conducted, and a 
peel strength of 3.9 pound inchest inch width was shown. The porosity in the bottom skin panel was 3,5%. The surface 
smoothness was measured and found to be as insuffictent as 38.2 pm. 


Example 3 

Twenty weight parts of bisphenol A type liquid epoxy resin (Ep828 produced by VUka Shell Epoxy K.K.). 30 weight 
parts of cresol novolak type solid epoxy (ESCN220 produced by Sumitomo Chemical Co.. Ud.) and 5 weight parts of 
carboxyl group-containing solid acrylonitrile butadiene rubber (NIPOL1702 produced by Nippon Zeon Co.. Ltd.) were 
kneaded by a kneader at 40 to 50*^0 for 1 hour. In this state, 30 weight parts of bisphenol A type liquid epoxy resin 
(Ep828 produced by YUka Shell Epoxy K.K.). 20 weight parts of tetraglyckJyl diaminodiphenylmethane (ELM434 pro- 
duced by Sumitomo Chemical Co.. Ltd.) and 5 weight parts of fine silica particles treated on their surfaces by trimeth- 
ylsilyl groups (Aerosil R812 produced by Degusa) were added, and the mixture was kneaded at 60*C for 1 hour. 
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Furthermore as a curing agent, 40 parts of 4,4'-diaminodiphenylsulfone were added, and the mixture was stirred at 
60<'C for 30 minutes, to produce an epoxy resin composition. The modulus of storage rigidity G' of the resin composition 
was measured by parallel plates of 0.5 Hz, and the minimum value in a temperature range of lO^'C to lOO^C was found 
to be 10 Pa at 95°C while the maximum value was found to be 45 Pa at 70°C. log 10 (G*max/G'min) was 0.65. Further- 

5 more, even in a wider temperature range of TO^'C to ^ZQ'*0» the minimum and nr^mum values of G' were the same. 
The thixotropy index of the epoxy resin composition at TO'^C was 15. Moreover, the viscosity of the epoxy resin compo- 
sition was measured, and the viscosity at SO'^C was found to be 250 poises while the minimum viscosity was found to 
be 1 10 poises. The resin composition was cured at 180**C for 2 hours, and the Tg of the resin was found to be 215®C. 
Releasing paper was coated at 65 ^'C with the resin composition, to produce a resin film of 66 g/m^ in weight of 

10 resin. The resin film was set in a prepreg machine, and a cartx)n fiber plain weave fabric (1 90 Q/vr? in weight and 98. 7% 
in cover factor Kc of woven fabric) produced by Toray Industries, Inc. formed by cartx)n fibers T700SC-12K (12000 fib* 
ers, 7200 deniers in size) of 4.9 GPa in strand tensile strength. 2.3 GPa In tensile elastic modulus and 2.1% In tensile 
breaking elongation was impregnated on both sides with the resin, to obtain a prepreg. The impregnation temperature 
was 1 0O^'C. The cover factor Kp of the produced prepreg was 99.5%. 

15 The flatwise tensile strength of the honeycomb sandwich panel was measured and found to be 3.59 MPa. Further- 
more, according to ASTM D 1 781 . a climbing drum peel test was conducted, and a peel strength of 1 4.5 pound-inches/3 
inch width was shown. The porosity in the bottom skin panel was 0.4%. The surface roughness on the tool face side 
was measured and found to be as good as 8.8 fxm in smoothness. 

The tackiness of the prepreg before lamination fabricating was measured and found to be 0.14 MPa. Drapability 

20 was evaluated and found to be 3.8 GPa. The prepreg was allowed to stand in an environment of 25*'C 50% relative 
humidity for 10 days, and the tackiness was found to be 0.07 MPa. 

Example 4 

25 A prepreg was obtained as desaibed in Example 1 , except that a cart)on fiber woven fabric Torayca" C07373Z 
(193 g/m^ in weight, 92.1% in cover factor Kc of woven fabric) produced by Toray Industries, Inc. formed by cartx)n fib- 
ers T3003K (94 mm in hook drop value) of 3.51 GPa in strand tensile strength was used as the carbon fiber woven fab- 
ric. The cover factor of the prepreg was 97.5% The tackiness of the prepreg was measured and found to be 30. 1 2 MPa. 
and the drapability was evaluated and found to be 3.8 GPa. The prepreg was allowed to stand In an environment of 

30 25°C 50 relative humidity for 1 0 days and the tackiness was found to be 0.07 MPa. 

The flatwise tensile strength of the honeycomb sandwich panel was measured and found to be 3.46 MPa. Accord- 
ing to ASTM D 1 781 , a climbing drum peel test was conducted, and a peel strength of 1 5.0 pound • Inches/3 inch width 
was shown. The porosity in the bottom skin panel was 0.2%. The surface roughness on the tool face side was meas- 
ured and found to be 10.4 (im. 

35 The impact resistance of the honeycomb sandwich panel was lower than that in Example 1 . In the panel of Example 
4, the weight passed through the panel to the back side, but in the case of the panel of Example 1 . only the top skin was 
cracked. 

Example 5 

40 

Six weight parts of core shell ruttoer particles EXL-2655 were added to an epoxy resin composition consisting of 
30 weight parts of tetraglycidyl diaminodiphenylmethane (ELM434 produced by Sumitomo Chemical Co., Ltd.). 45 
weight parts of bisphenol A type epoxy resin (Ep828 produced by Yuka Shell Epoxy K. K.) and 25 weight parts of bisphe- 
nol A type epoxy resin (EpIOOl produced by Sumitomo Chemical Co.. Ltd.). As additives, 3 weight parts of fine silica 

45 particles treated on their surfaces by trimetlvlsilyl groups (Aerosil R812 produced by Degusa) and 3.8 weight parts of 
cartxjxyl groupK»ntaining acryionltrile butadiene rubber (NIPOL1472HV produced by Nippon Zeon Co., Ltd.) were 
added, and the mixture was kneaded by a kneader. As a curing agent, 34 weight parts of 4.4*-diaminodiphenylsulfone 
were used. The modulus of storage rigidity G' of the resin composition was measured by parallel plates of 0.5 Hz, and 
the minimum value in a temperature range of 70^C to 100*C was found to be 12 Pa at 95"C. while the nwximum value 

50 was67Paat70*'C.log 10(G'max/G'min) wasO.75. Furthermore, even in a wider temperature range of 70'C to 130'C, 
the minimum and maximum values of G' were the same. The thixotropy index of the epoxy resin compositton at 70*C 
was 15.0. Moreover, the viscosity of the epoxy resin composition was measured, and the viscosity at 80*C was found 
to be 380 poises and the minimum viscosity was 210 poises. The resin composition was cured at 180*C for 2 hours, 
and the Tg of the resin was found to be 1 90"C. 

55 From the epoxy resin composKion, a prepreg and a honeycon* co-cured fabricated product were prepared. The 
flatwise tensile strength of the honeycomb sandwich panel was measured and found to be 3.89 MPa. According to 
ASTM D 1781 . a climbing drum peel test was conducted, and a peel strength of 20.1 pound • inches/3 inch width was 
shown. The porosity in the bottom skin panel was 0.1%. The surface roughness on the tool face side was measured 
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and found to be as good as 7.4 jim in smoothness. 

The tackiness of the prepreg before lamination fabricating was measured and found to be 0.12 MPa. The drapabil- 
ity was evaluated and found to be 3.2 GPa. The prepreg was allowed to stand in an . environment of 25*C 50% relative 
humidity for 10 days, and the tackiness was found to be 0.10 MPa. 

The results of the above exanples as well as Examples 6 to 9 including the coefficients of vi«ter absorption of 
CFRP and compressive strengths at 200F after water absorption are shown in Table 1 . 

Industrial Appllcabirity 

The prepreg of the present invention has good self adhesiveness to the honeycomb core and gives a fabrteated 
product low in the porosity of the skin panels of the honeycomb structure. Furthermore, it is excellent in tackiness and 
small In the temporal change of tackiness, and when used as sWn panels of the honeycomb structure, a molded product 
with less pits and dents on the skin panel surfaces can be given. Therefore, the fiber reinforced composite material of 
the present invention can be used widely for airplanes, automobiles and other industrial applicatfons. particularly as 
structural materials for airplanes, because of its excellent mechanical properties. 
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Example 


1 

2 

3 

4 

5 

ELM 434 

20 

30 

20 

20 

30 

Ep828 

SO 


50 

SO 

45 

Epc830 


40 




EpclS2 


30 




ESCN220 

30 


30 

30 


Ep 1001 





25 

NIPOL1072 (soUd rubber) 

4.0 


5.0 

4.0 


NIPOL1472HV (solid robber) 


5.0 



3.8 

HycarCTBN1300xl3 (Uquid robber) 






AerosUR812 

3 


5 

3 

3 

Aerosil RY200 


4 




Aerosil 380 






Core shell robber EXL-26SS 





6 

4,4'-DDS 

40 

40 

40 

40 

34 

Modulus of storage rigidity T at 70* to lOOfC 
Maximum value G' max (Pa) 

Minimum value C min (Pa) 






34 

120 

45 

34 

67 

11 

80 

10 

11 

12 

Log (G'max/G'inin) 

0.49 

0.17 

0.65 

0.49 

0.75 

Thixotr<q)y index" 

13 

10 

15 

13 

15 

Viscosity at 80'C (poises) 

200 

300 

250 

200 

380 

Minimum viscosity (poises) 

90 

70 

110 

90 

210 

CF woven fabric type 

T70O-12K 

T7C»-12k 

T700-12K 

T30a-3K 

T700-12K 

Prepreg cover factor (%) 

99.6 

99.6 

99.5 

97.5 

98.3 

Taddness (MPl) 0-day 
10-day 

0.15 

0.14 

0.14 

0.12 

0.12^ 

0.11 

0.10 

0.07 

0.07 

0.10 

Drapability (GPa) 

3.1 

2.9 

3.8 

3.8 

3,2 

Flatwise tensile strength (MPa) 

3.76 

3.72 

1 CO 

3.39 

*1 AH 


Peel strengtti Gb-incb/3-iiich)*> 

16.2 

14.3 

14.5 

15.0 

20.1 

Porosity in skin panel (%) 

0.1 

0.2 

0.4 

0.2 

0.1 

Skin panel surfoce roughness (miq) 

5.6 

9.7 

8.8 

10.4 

7.4 

Coefficient of water absorption (wt*)* 

1.4 

1.3 

1.4 

1.4 

1.5 

H/W conq)ressive strength" (MPa) 

517 

559 

517 

510 

406 

Cured lennTeCC) 

216 

208 

215 

216 

190 
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Claims 

1 . A resin composition for a fiber reinforced composite material of which the componente [A], [B] and iq are essential 
wherein the modulus of storage rigidity a measured by parallel plates ha>«jig vibration frequency J du^^^^ 
election of temperature from 50-0 at 1.5 •C/min is in a range of 5 to 200 Pa in an entire range of 7(y>C to 100 C. 

[A] Epoxy resin 
IB] Curing agent 
(C] Additives 

2. Aresin oompositionfor afiber reinforced composite material of which the components [A], [B] and 1^1 are ^ential 
wherein the minimum modulus of storage rigidity G'min and the maximum modulus of storage rigidrty Gmax at 
70<»C to 100-C measured by parallel plates having vibration frequency of 0.5 Hz dunng elevation of temperature 
from 50**C at 1 .5 *C/min, satisfy the following relation: 


[A] Epoxy resin 

[B] Curing agent 
[q Additives 

log 10 (G'max/Q'min) ^ 0.9 

3. A resin composition for afiber reinforced composite material of which the corrponents [A], [B] and [C] are essential, 
wherein the thixotropy Index is in a range of 2,5 to 40. the resin viscosity at 80»C measured by parallel plates having 
vibration frequency of 0.5 Hz is In a range of 100 to 1000 poises during elevation of temperature from 50«C at 
1 .S'^C/min. and the minimum value of resin viscosity during heating is 30 to 400 poises: 


(A] Epoxy resin 

[B] Curing agent 
[q AddKives 

4. A resin composHion for a fiber reinforced composite material according to any one of claims 1 through 3, wherein 
the component [C] is one or more selected from solid rubbers, thermoplastic elastomers, thermoplastic resins and 
inorganic nnaterials. 

5. A resin composition for a fiber reinforced composite material according to daim 4, wherein the component [C] is an 
inorganic material off primary particles having an average particle size off 40 nm or less. 

6. A resin conposition for a fiber reinforced composite material according to claim 4. wherein the solid ritoer is solid 
butadiene acrylonitrile mbber and the inorganic material is fine silica particles. 

7. A resin conposition fbr a fiber reinfbrced composite material according to daim 4. wherein the solid rubbers are 
solid butadiene acrylonitrile rubber and core shell rubber partides and the inorganic material is fine silica partides. 

8. A resin composition for a fiber reinforced composite material of which the components [A] . [B] and [C] are essen- 
tial, wherein a solid rubber and fine silica partides are contained as conrponent [C] in an amount of 1 to 10 wt%. 
respectively, based on the total weight of the resin composition: 

[A] Epoxy resin 

[B] Curing agent 
[q Additives 

9. A resin composition for a fiber reinforced composite material according to claim 8, wherein the fine silica partides 
are hydrophobic. 

10. A resin conposition for a fiber reinforced composite material according to daim 8. wherein the solid rubbers are 
sold acrylonitrile butadiene rubber and core shell rubber partides. 

11 . A prepreg comprising a resin composition according to daim 1 1 and reinforcing fibers [DJ. 
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1 2. A prepreg according to daim 1 1 . wherein the reinforcing fibers p] are caitwn fibers. 

13. A prepreg according to daim 11. wherein the reinfordng fibers [D] are caiton fibers having tensile strength of 4.4 
GPaormore. 

^ 14. A prepreg according to daim 1 1 . wherein the reinfordng fibers [D] are a woven fabric of carbon fibers. 

15. A prepreg according to daim 14. wherein the woven fabric of reinfordng fibers [DJ has a plain weave structure. 

10 1 6. A prepreg according to daim 1 4. wherein a woven fabric of flat carbon fiber multifilament yarns with an integrity of 
80 to 1 000 mm in hook drop value as warp and/or weft is used as the reinfordng fibers \PI 

17. A prepreg according to claim 14. wherein a woven fabric of caibon fiber multifilament yarns having a thickness of 
0.05 to 0.2 mm and having a ratio of yarn width/yarn thickness of 30 or more is used as the reinfordng fibers [D]. 

18. A prepreg according to claim 14. wherein a woven fabric of 100 to 320 gftr? in weight made of carbon fiber multifil- 
ament yarns as warp and weft is used and the thickness of the prepreg is in a range of 0.15 to 0.35 mm. 

19. A prepreg according to daim 1 4, wherein the weave meshes, which are the dearances formed between warps and 
a? between wefts in the woven fabric prepreg. are dosed, and the cover factor Kp is in a range of 96 to 99.9%. 

20. A process for producing a resin conpositlon for a reinforced fiber composite material according to any one of claims 
1 through 3 or 8 comprising the step of mixing the component [C] containing functional groi^js. with the epoxy resin, 
for ^ecuting preliminary reaction at 70*C to 120*C for 30 minutes or more.. 

21. A process for produdng a resin composition for a reinforced fiber composite material according to daim 20. 
wherein the component [Q is a solid rubber and the functional groups are carboxyt groups. 

22. A f bar reinforced composite nnaterial obtained by curing the prepreg according to daim 1 1 . 

23. A honeycomb structure made from the fiber reinforced composite material according to claim 22 as sWn panels. 
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